S2 General Methods:
Reactions were generally carried out in an appropriate round bottom flask with magnetic stirring. Thin layer chromatography (TLC) was performed on a silica gel. All melting points were taken on a Digital Melting Point without correction.
1 H, and 13 C spectra were recorded on a 400 MHz or 600 MHz spectrometer. Chemical shifts for l H NMR spectra are reported in ppm downfield from TMS, chemical shifts for 13 C NMR spectra are reported in ppm relative to internal chloroform (δ 77.0 ppm for 13 C), and chemical shifts. The terms m, s, d, t, q refer to multiplet, singlet, doublet, triplet, quartlet; br refers to a broad signal.
General Procedure for the Synthesis of Iminophosphorane 2:
To a stirred solution of 2-(2-azidophenyl)ethanol (0.33 g, 2.0 mmol) and Et 3 N (0.60 g, 6.0 mmol) in CH 2 Cl 2 (15 mL) was added a solution of acyl chloride (2.0 mmol) in CH 2 Cl 2 (10 mL) at r.t. The reaction mixture was stirred for 30 min. It was then pour into water to remove the Et 3 NHCl, and extracted with CH 2 Cl 2 three times. The organic phase was combined and dried with anhydrous Na 2 SO 4. The crude product was purified by flash chromatography (15:1, PE-Et 2 O) to yield azide 1. To a stirred solution of azide 1 (2 mmol) in CH 2 Cl 2 (15 mL) was added a solution of Ph 3 P (0.52 g, 2 mmol) in dry CH 2 Cl 2 (10 mL). After the reaction mixture was stirred for 1 h, the solvent was removed under reduced pressure, and the residue was recrystallized from Et 2 O and CH 2 Cl 2 (2:1; v/v) to give the iminophosphorane 2.
2-(Triphenylphosphoranylideneamino)phenethyl benzoate (2a):
yield 93%, white solid, mp: 140-141 °C.
1 H NMR (600 MHz, CDCl 3 ): δ = 8.07 (d, 2H, J = 7.8 Hz, Ar-H), 7.78-6.46 (m, 22H, Ar-H), 4.68 (t, 2H, J = 6.6 Hz, OCH 2 ), 3.39 (t, 2H, J = 6.6 Hz, CH 2 ). MS: m/z (%) = 501 (8) 
General Procedure for the Synthesis of N-Acyl indolines 4 and 5:
The solution of iminophosphorane 2 (2 mmol) in xylene or 1,2-dichlorobenzene was heated to reflux for 1-24 h. The crude product was purified by flash chromatography to yield N-acyl indolines 4 and 5. 142.4, 136.8, 132.1, 130.1, 128.4, 126.9, 124.7, 123.9, 123.8, 117.3, 50.7, 28 
1-(2-Chlorobenzoyl)indoline (4d):
white solid, mp: 93-94 °C. 142.3, 138.5, 134.4, 132.0, 130.2, 129.8, 127.0, 125.0, 117.8, 51.2, 28 4, 148.4, 142.2, 131.8, 127.9, 127.5, 124.8, 123.8, 122.9, 117.7, 50.8, 28.4 167.3, 164.0, 162.4, 142.1, 132.6, 132.0, 129.1, 126.7, 124.5, 123.6, 117.0, 116.2, 115.1, 114.1, 50.4, 28.0 7, 162.7, 158.8, 158.3, 157.2, 156.6, 141.8, 140.6, 132.9, 131.7, 131.0, 128.5, 128.1, 126.8, 126.4, 125.0, 124.3, 123.9, 116.8, 115.5, 112.6, 48.7, 47.9, 27.4, 26 
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1.71H), 1.22 (s, 3H). 13 C NMR (150 MHz, CDCl 3 ): δ = 171. 4, 142.6, 130.7, 126.8, 124.0, 122.8, 116. 
